2. 1-(Hydroxymethyl)-7-(1,7-dicarba-closo-dodecaboran-9-ylmethyl)-1,7-dicaraba-closododecaborane (SP1) and 1-methyl-7-(1,7-dicarba-closo-dodecaboran-9-ylmethyl)-1,7dicarba-closo-dodecaborane) (SP2) .. 
1-(Hydroxymethyl)-7-(1,7-dicarba-closo-dodecaboran-9-ylmethyl)-

1,7-dicaraba-closo-dodecaborane (SP1) and 1-methyl-7-(1,7-dicarba-
closo-dodecaboran-9-ylmethyl)-1,7-dicarba-closo-dodecaborane)
(SP2) SP1 and SP2 are side products of the Kumada-like C-B cross coupling reaction between 1,7-bis(bromomethyl)-1,7-dicarba-closo-dodecaborane(12) (3) and 9-iodo-1,7-dicarba-closo-dodecaborane(12) (1) to prepare 1,7-bis(1,7-dicarba-closododecaboran-9-ylmethyl)-1,7-dicarba-closo-dodecaborane (4) (Scheme S2). SP1 and SP2 were obtained in 8 and 18 % yield, respectively. The formation of SP1 and SP2 is the result of an incomplete conversion of the Grignard species (iSP1) or an incomplete C-B cross coupling reaction (iSP2) with following hydrolysis of the respective intermediates (iSP1' and iSP2) with hydrochloric acid.
Both side products were characterized with the common analytical methods, and for both compounds, molecular structures were obtained. Compound SP1 crystallized from a chloroform/n-hexane solution with two molecules in the asymmetric unit ( Figure S1 ) and forms hydrogen bonds between the two independent molecules in the asymmetric unit. Hydrogen bonding with two additional molecules of SP1 result in formation of a square. Compound SP2 crystallized from chloroform solution with one molecule in the asymmetric unit ( Figure S2 ). a : The C-C bond length of the terminal methyl group in SP2 is 151.9(3) pm.
Considering the selected C-C, C-B and C-C-B bond lengths and angles in SP1, SP2
and 4, no significant influence of the different substitution patterns is observed.
Although compounds SP1 and SP2 were isolated as side products, they are versatile starting materials and can be further modified. As an example, it is possible to convert the hydroxyl group in SP1 into a leaving group for additional substitution reactions or to convert one or both residual CH groups in SP2 to nucleophiles by reaction with organolithium reagents like n-butyllithium.
Additional Analytical Data of SP1 and SP2
1-(Hydroxymethyl)-7-(1,7-dicarba-closo-dodecaboran-9-ylmethyl)-1,7-dicaraba-
closo-dodecaborane (SP1):
This compound was isolated as a side product in the synthesis of compound 4 as a colorless crystalline solid (252 mg, 762 µmol, 8%, Rf = 0.31, 10:1, n-hexane/ethyl acetate, v/v; see synthetic procedure of 4, main text).
Colorless crystals of SP1 suitable for X-ray structure determination were obtained from CHCl3/n-hexane mixture at room temperature. Crystallographic data are given in Table   S3 , and the molecular structure is depicted in Figure S1 . Table S3 , and the molecular structure is depicted in Figure S2 1 (s, 2 B ), -12. 2 (s, 2 B ), -10. 3 (m, br, 7 B ), -7. 1 (s, 2 B ), -6. 1 (s, br, 2 B) , - 
Crystallographic Data of 4, 6, SP1 and SP2
Absorption correction
Semi-empirical from equivalents Semi-empirical from equivalents Max. and min. transmission 1.00000 and 0.98063 1.00000 and 0.99445
Refinement method
Full-matrix least-squares on F 2 Full-matrix least-squares on F 2 Data / restraints / parameters 12725 / 0 / 695 4442 / 6 / 339 Goodness-of-fit on F 2 1. 
CCDC-number 1945756 1945757
Comments:
a Carborane carbon atoms localized with bond length and displacement parameter analysis. With OH···O hydrogen donor-acceptor bonds, a tetramer is formed ( Figure   S1 ). b All carborane carbon atoms could be located with a bond length and a displacement parameter analysis.
